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Abstract: Nitrogen oxides (NOx), primarily generated from combustion processes, pose significant
health and environmental risks. To improve the coordination of measures against excessive NOx

emissions, it is necessary to effectively monitor ambient NOx concentrations, which requires the
development of precise and cost-efficient detection methods. This study focuses on developing
a microwave- or radio frequency (RF)-based gas dosimeter for NOx detection and addresses the
optimization of the dosimeter design by examining the dielectric properties of LTCC-based (Low-
Temperature Co-fired Ceramics) sensor substrates and barium-based NOx storage materials. The
measurements taken utilizing the Microwave Cavity Perturbation (MCP) method revealed that
these materials exhibit more pronounced changes in dielectric losses when storing NOx at elevated
temperatures. Consequently, operating such a dosimeter at high temperatures (above 300 ◦C) is
recommended to maximize the sensor signal. To evaluate their high-temperature applicability, LTCC
substrates were analyzed by measuring their dielectric losses at temperatures up to 600 ◦C. In terms
of NOx storage materials, coating barium on high-surface-area alumina resolved issues related to
limited NOx adsorption in pure barium carbonate powders. Additionally, the adsorption of both NO
and NO2 was enabled by the application of a platinum catalyst. The change in dielectric losses, which
provides the main signal for an RF-based gas dosimeter, only depends on the stored amount of NOx

and not on the specific type of nitrogen oxide. Although the change in dielectric losses increases with
the temperature, the maximum storage capacity of the material decreases significantly. In addition, at
temperatures above 350 ◦C, NOx is mostly weakly bound, so it will desorb in the absence of NOx.
Therefore, in the future development of a reliable RF-based NOx dosimeter, the trade-off between the
sensor signal strength and adsorption behavior must be addressed.

Keywords: dosimeter; radio frequency (RF); LTCC; NOx; gas sensor; Microwave Cavity Perturbation;
dielectric properties

1. Introduction

Nitrogen monoxide (NO) and nitrogen dioxide (NO2) are byproducts from the combus-
tion of fossil fuels or renewable resources. These nitrogen oxides (NOx) have been identified
as a direct threat to human health and the environment. NOx emissions consist primarily
of NO, which is subsequently oxidized in the atmosphere to form the more harmful NO2.
To protect human health, a 1-h limit value for a NO2 concentration of 200 µg/m3 (or about
105 ppb) was introduced in the European Union in 2008 (Directive 2008/50/EC) [1]. This
threshold may not be exceeded more than 18 times in a given calendar year. Additionally,
an annual limit value of 40 µg/m3 (about 21 ppb) has been set, with 30 µg/m3 being
considered critical for vegetation. In Germany, approximately 500 automated measuring
stations [2], such as chemiluminescence detectors (CLDs) [3], monitor NO2 concentrations
to ensure air quality. However, conventional gas analysis systems are both bulky and
expensive. Furthermore, conducting an accurate assessment of compliance with limit
values over long periods of time, particularly at low concentrations, is challenging due to
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zero-point drifts, non-linearity, and signal noise [4–6]. Conversely, gas dosimeters that rely
on the diffusion-limited enrichment of a sensitive material are well suited for determining
the average value of exposure over a given period [7]. Developing more cost-efficient and
accurate gas analysis devices would greatly contribute to monitoring the impact of nitrogen
oxide on our ecosystem.

For this purpose, a dosimeter capable of measuring average NOx concentrations over
long time periods is being developed. Previous dosimeters for such applications were
often based on measuring the resistivity of a sensitive material, such as potassium or
manganese [7]. However, the choice of possible materials is limited to those with high
electrical conductivity. For instance, the use of barium carbonate (BaCO3) in resistive NOx
dosimetry is hindered by its thermally activated electrical conductivity that is six orders
of magnitude lower compared to that of potassium carbonate (K2CO3), which, in turn,
has to be stabilized due to its hygroscopic sensitivity on electrical properties [8,9]. An
emerging alternative is the use of microwaves, i.e., radio frequency (RF) electromagnetic
waves, to detect a change in the dielectric properties of a gas-sensitive material. As studies
on barium-based catalysts have shown, RF sensors can be used to deduce the amount of
stored NOx in NOx storage catalysts [10]. However, such a system must be miniaturized
for application in indoor air monitoring. Therefore, many planar microwave gas sensors
have been investigated in recent years [11–23]. Studies have analyzed how a sensitive
material affects the propagation of electromagnetic waves around transmission lines, such
as microstrips or striplines. To detect this effect, the material is often applied in the area
of a resonance structure, which allows the sensor to be evaluated in terms of the resonant
frequency or quality factor.

Our study aims to optimize the design of such an RF-based dosimeter by analyzing
the dielectric properties of different sensor substrates that are suitable for high-temperature
applications as well as the properties of barium-based NOx storage materials during the
storage of nitrogen oxides, building on the initial analyses presented in [24]. This research
is crucial for the further development of efficient and reliable NOx monitoring systems,
which are essential for environmental protection and public health.

2. The Working Principle of the RF-Based NOx Gas Dosimeter

To gain a deeper understanding of the parameters to be considered in the development
of a planar RF dosimeter, this section explains the fundamental operating principle of such
a sensor.

Unlike conventional gas sensors, gas dosimeters do not measure the analyte con-
centration, but rather the amount of analyte that has accumulated since the start of the
measurement cycle. Since even the smallest analyte concentrations contribute to the sensor
signal change, gas dosimeters are particularly suitable for the long-term detection of highly
diluted analytes, e.g., for the monitoring of air quality limits, especially since immission
limits are also given as doses [7]. The measured dose D depends on the time-varying gas
concentration c(t) according to Equation (1).

D =
∫ tend

0
c(t)dt (1)

In addition, by differentiating the dosimeter signal, it is also possible to draw conclu-
sions about the gas concentration [25]. Figure 1 illustrates the operating principle of a gas
dosimeter using a sensitive layer. Suitable sensitive materials are adsorbers that incorporate
analyte molecules and change at least one physical property that can be measured as a
sensor signal, such as electrical resistance or permittivity, as the accumulation progresses.
However, since the amount of adsorbed gas in a sensitive material is limited, a regeneration
cycle must be conducted periodically to desorb the gas to be detected [26]. This desorption
can be accomplished thermally, for example, by heating the sensor and the sensitive mate-
rial to a temperature at which the analyte gas cannot be permanently stored. Zeolites, for
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example, exhibit this type of behavior when storing ammonia [27], as well as barium-based
materials in automotive catalysts during NOx storage [28].
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Figure 1. The operating principle of a gas dosimeter with a sensitive layer as an adsorbent: the
scheme and sensor response |SR| (blue) in correlation with the analyte concentration c (grey) for the
accumulation and regeneration period. Adapted from [7].

To dosimetrically measure NOx using an RF sensor, the dielectric properties of the
storage material have to change depending on the amount of stored NOx. In practice,
the dielectric properties of a material can only be measured by placing it on a planar
transmission line, while the use of a resonance method allows for higher accuracy and
sensitivity. From the characteristic parameters of the excited resonance mode (resonant
frequency and/or quality factor), the dielectric properties of the sensitive material and,
thus, the dosimeter signal, can be derived.

A simple form of such a planar resonance structure can be a ring coupled through an
air gap to a straight excitation line, which is then connected to a network analyzer. This can
then generate standing electromagnetic waves on the ring structure at certain frequencies,
which depend on the characteristic length Lch of the ring, which is approximately its mean
circumference and the effective permittivity εeff of the surrounding material, as described
in Equation (2) [29]. Besides the fundamental resonance mode, higher ones can also be
excited at multiple n of its frequency.

fres = n· c
Lch
√

εeff
(2)

The materials characterized in this paper will be used for upcoming measurements in
a multilayer sensor setup, similar to that shown in Figure 2, using a simple ring resonance
structure. To achieve a high sensor signal, a thickness of several hundred micrometers
for the sensitive layer is advisable. The reason for this is the dependence of the resonant
frequency on the effective complex permittivity (Equation (3)), which, in turn, is determined
by the dielectric properties of the materials surrounding the conductor and the electric field
there [30].

ε = ε′ − jε′′ (3)

For the realization of such a structure, it is possible to obtain different configurations
of the transmission line. The calculations of the line losses shown in this paper are based on
the stripline configuration, which is defined by a conductor track shielded on both sides by
a ground plane. An alternative is to use a coated microstrip configuration with no ground
at the top of the sensor [31]. In the case of the stripline, the effective permittivity used to
design the transmission line is equal to the substrate permittivity, allowing for a simple
calculation of the optimal line width. In the previous microstrip design, determining the
geometric properties of the conductor required the consideration of additional effects such
as dispersion [12].
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Figure 2. A schematic setup of the planar RF-based NOx dosimeter with a substrate length of 48.0 mm,
a thickness of 1.5 mm, and a width of 6.3 mm at the front (the width increases to 14.0 mm at the
mounting location). The heating structure is not the topic of this paper and will be presented in detail
in future publications. Adapted from [24].

Nevertheless, for both transmission lines, their width cannot be chosen arbitrarily,
since it determines the characteristic impedance in conjunction with the dielectric properties
of the substrate and the sensor material [32]. A change in the width can thereby influence
the coupling of the resonance structure and, thus, the quality of the resonance [33].

In addition, the substrate must be suitable with losses that are low enough to allow
for the excitation of an evaluable resonance signal. For this reason, the dielectric properties
of the material used as the sensor substrate must be known for the dimensioning of
the dosimeter sensor. In addition, a heating structure will be integrated to adjust the
temperature of the storage material. This will allow for regeneration through the thermal
desorption of the adsorbed gas and can enhance the adsorption characteristics of the storage
material, which are often temperature-dependent. Its adsorption and desorption behaviors
are also investigated in this study to precisely design a heater for the optimal temperature
range at a later stage.

3. Development of Sensor Materials
3.1. Sensor Substrate

The change in the sensor design compared to [34] lies in a multilayer substrate struc-
ture. Due to the easier processability, LTCC (Low-Temperature Co-fired Ceramic) is used
as the sensor substrate instead of alumina.

In addition to DuPont GreenTape 951 [35], which is frequently used in sensor de-
velopment, low-loss DuPont GreenTape 9K7 [36], which was specially developed for
high-frequency applications, is also examined in this work regarding its suitability for the
dosimeter to be developed. To ensure the sufficient stability of the sensor, it will consist of
a total of four layers, each with a thickness of 254 µm.

Therefore, in order to determine the shrinkage characteristics for the oven to be used
for sensor production, platelets were fabricated that, like the finished sensor, consist of four
layers and have a diameter of 10 mm in the unfired state. They are shown in Figure 3. These
samples were also used to determine the dielectric properties of the LTCC in Section 4.1,
whereby 20 stacked platelets were measured together to increase the accuracy of the used
measurement system, as described in Section 3.3. The dimensions of the platelets were
measured after the firing process on a total of 30 platelets. This resulted in the shrinkage
values shown in Table 1, which are within the shrinkage tolerance of the data sheet values.
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Table 1. The shrinkage of the LTCC green tapes DuPont 951 and 9K7 in the layer plane (x,y-direction)
as well as along the layer thickness (z-direction); besides the measured values, the data sheet values
are also given.

LTCC
x,y-Shrinkage z-Shrinkage

Measured In the Literature Measured In the Literature

9K7 7.8% ± 0.3% 9.1% ± 0.3% 12.2% ± 1.2% 11.8% ± 0.5%

951 12.4% ± 0.2% 12.7% ± 0.3% 16.9% ± 1.6% 15.0% ± 0.5%

3.2. NOx Storage Materials

For an RF dosimeter to detect the NOx loading of its storage material, it must change
its permittivity or its dielectric losses. This change occurs in barium-based materials due to
the conversion of carbonate to nitrate during NOx storage. These materials are frequently
used in automotive storage catalysts [37–40], where previous measurements with an RF-
based system have already shown that NOx storage can be easily detected [10], which is
why they shall be used to develop the sensor materials.

Nitrogen oxides are stored in barium-based materials by adsorbing NO2 in an oxidiz-
ing environment by releasing CO2 (Equation (4)) [41,42].

BaCO3 + 2 NO2+½ O2 ←→ Ba(NO3)2 + CO2 (4)

However, incorporation and, therefore, the possibility to detect the current pollutant
dose is not limited to NO2. It should also be possible to detect NO. Therefore, it is necessary
to oxidize it to NO2, which can be achieved at catalytically active platinum sites on the
surface of the storage material (Equation (5)) [40,42–44]. For a sufficiently fast oxidation of
NO, however, a sensor temperature of at least 200 ◦C is required [45].

2 NO+ O2 → 2 NO2 (5)

The formed nitrides decompose at higher temperatures, allowing the sensor material
to be regenerated [7,46]. A decrease in the storage capacity is typically observed above
300 ◦C [47]. According to Equation (4), CO2 must be present to restore the carbonate state
of the storage material when releasing nitrogen oxides. Nevertheless, even in CO2-free
atmospheres, nitrogen oxides will still be released. However, the storage material will not
be present as a carbonate but as hydroxide (e.g., Ba(OH)2) or oxide (e.g., BaO) [46,48].

Since our goal is to develop an air quality sensor, the dielectric properties of the sensor
material in the “unloaded” and “loaded” states must be known in order to estimate the
potential sensor signal. For this purpose, the material properties of pure barium carbonate
(BaCO3) and barium nitrate (Ba(NO3)2) (both supplied by Merck and with a purity of >99%,
shown in Figure 4) were first determined in this paper.
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For the preparation of a NOx dosimeter material allowing for high storage rates as well
as a high absolute storage quantity, a high surface area lanthanum-stabilized γ-alumina
(Sasol Puralox SCFa-140 L3) was chosen, onto which a barium coating was applied. This
was carried out by infiltrating the carrier substrate with barium acetate Ba(CH3COO)2 (also
supplied by Merck and with a purity of >99%) dissolved in water. After drying the powder
at 110 ◦C, it was calcined at 550 ◦C for four hours in air, forming a barium carbonate due to
the CO2 in the atmosphere [46]. In this study, powders with three different loadings were
prepared, corresponding to barium carbonate weight percentages of 5.6 wt.%, 11.2 wt.%,
and 16.9 wt.%, respectively.

These powders were analyzed regarding their Brunauer–Emmett–Teller (BET) surface
area (Table 2). Pure BaCO3 has a notably lower surface area compared to all barium-coated
alumina samples by a factor of more than 25. Compared to the uncoated alumina, however,
the surface area decreased with an increasing barium carbonate content. Nevertheless,
the sample with the highest barium carbonate coating of 16.9 wt.% was selected for the
investigations regarding the dielectric behavior. Since the available BET surface area was
only slightly reduced compared to the other barium carbonate loadings (−27% compared to
the 5.6 wt.% and−10% compared to the 11.2 wt.% sample), the higher absolute loading may
have led to a higher storage capability, which could have resulted in a more pronounced
change in the dielectric properties. However, for the dosimeter application, it should be
noted that a faster NOx storage due to a larger surface area being available for adsorption
could have increased the sensitivity to low NOx concentrations, and therefore, a different
BaCO3 loading may be preferable for further sensor development.

Table 2. BET analysis of pure BaCO3 and highly porous alumina coated with different amounts of
barium carbonate.

Material BET Surface/m2/g

BaCO3 1.7
5.6 wt.% BaCO3 @ Al2O3 63

11.2 wt.% BaCO3 @ Al2O3 57
16.9 wt.% BaCO3 @ Al2O3 46

γ-Al2O3 72

To ensure that the sensor material was not only sensitive to NO2 but also to NO, the
oxidation reactions needed to be catalytically enhanced. For this purpose, platinum was
deposited on the dosimeter material. This was realized by adding tetraamine platinum(II)
chloride dissolved in water (supplied by Merck; the pure platinum content is approx.
55 wt.% according to the manufacturer) to the powder in an amount of 1 wt.% relative
to the mass of the barium-coated powder. After renewed drying, this was reduced to
elemental platinum by a two-hour annealing process at 500 ◦C under forming gas (5% H2
in N2). Consequently, the elemental platinum loading was approx. 0.6 wt.%. The weight
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percentage of barium carbonate remained almost unchanged due to the small amount
of platinum.

3.3. The Determination of Dielectric Properties Using the MCP Method

To achieve an optimized signal sensitivity, it was necessary to design the geometry of
the resonance structure based on the dielectric properties of the LTCC substrate and the
barium-based NOx storage material. These properties can be determined by the Microwave
Cavity Perturbation (MCP) method using a setup described earlier by Dietrich et al. [49], as
explained in detail by Steiner et al. when measuring porous powder samples [50]. In the
MCP method, a sample is placed within a cylindrical cavity that allows for the excitation
of electromagnetic resonances. Due to the dielectric properties of the sample, a shift in
the resonant frequency ∆ f and in the inverse quality factor ∆(1/Q) occurs. These shifts
can then be utilized, according to Equations (6) and (7), to derive the permittivity ε′ and
the dielectric losses ε′′ , which are composed of polarization and conductivity losses, of the
material sample.

∆ f ∼
(
ε′ − 1

)
(6)

∆
(

1
Q

)
∼ ε′′ (7)

These correlations are only valid if the electromagnetic field within the resonator is
minimally disturbed by the introduction of the sample. For samples with large volumes
or high dielectric losses, this condition is not met. Nonetheless, it is possible to account
for these perturbations by implementing corrections. The correction in [50], which ad-
dresses depolarization behavior and field distribution, allowed, for example, a precise
determination of the effective properties of ceria–zirconia powders [51]. In cases where the
samples are porous, the properties of the bulk material can be determined by considering
the influence of air on the effective material properties using mixing rules [52,53].

For the determination of the electric properties of the LTCC samples, the application
of mixing rules was not necessary since the samples were dense. However, all examined
NOx storage materials were in powder form with an air content of around 90 vol.%. This
was determined by comparing the bulk volume inside the MCP setup with the particle
volume measured with a gas pycnometer (Micromeritics AccuPyc 1330). The amount of
powder introduced into the MCP setup was 290 mg for the coated barium samples, and a
larger sample quantity of 665 mg was chosen for the pure barium carbonate samples in
order to increase the accuracy of the measurement procedure, despite resulting in longer
adsorption times, since only a small change in the dielectric properties was expected due to
the expected limited NOx storage behavior. To derive the bulk properties of the samples,
we employed the Wiener mixing rule, which assumes a linear relationship between the air
fraction and the dielectric properties [53,54]. Although it is unknown whether this mixing
rule actually applies to the measured materials, it still allows for a comparison of their
storage and release behaviors as all samples had almost the same air content.

The used measurement setup, as described in detail in [49], allows for the dielec-
tric properties of samples to be determined at temperatures up to 600 ◦C. The sample
temperature T is determined by calculating the average value obtained from two type K
thermocouples. These thermocouples are placed inside the sample tube but outside the
resonator cavity to avoid interference with the resonance. Additionally, the NOx storage
materials can be exposed to different gas atmospheres over the entire temperature range,
allowing for measurements to be taken during both NOx storage and regeneration. The
barium acetate-based materials were flushed with a constant total flow rate of 500 mL/min.
For the pure barium carbonate, a slightly lower flow rate of 400 mL/min was set to prevent
the fluidization of the powder sample. Mass flow controllers (MFCs) were used to create an
atmosphere of 20 vol.% oxygen in nitrogen. In addition, adjustable concentrations of NO
and NO2 can be added to investigate the storage capacity of the material. To then enable
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the desorption of the previously stored NOx, the powder was heated to over 550 ◦C, which
will also be achieved in the sensor setup being developed.

To determine the dielectric properties, the parameters of the resonance mode TM010
(located at a frequency of approximately 1.18 GHz) were analyzed. Therefore, the S-
parameter S21 was measured using a vector network analyzer (VNA, MS46322B, Anritsu,
Atsugi, Kanagawa Prefecture, Japan) and evaluated in terms of the resonant frequency and
quality factor using the methods described in [55–57]. A calibration measurement with an
empty sample tube was performed prior to each material sample. This step is necessary
because the MCP method uses the resonant parameter shift caused by the insertion of the
materials to determine their dielectric properties.

4. Dielectric Properties of Sensor Materials
4.1. LTCC Substrate

To verify the suitability of the substrate materials for their application in a high
temperature sensor, the two different types of LTCC (DuPont 951 and DuPont 9K7) were
analyzed regarding the impacts of their dielectric losses on the transmission behavior of the
striplines used for the RF dosimeter. To minimize the attenuation of the measured resonance
mode within the temperature range preferred for NOx storage, it is recommended to use a
substrate with lower losses. The loss factor tan δ describes the ratio of ε′′ to ε′. According
to the manufacturer’s data sheet [36], the 9K7 is designed for high-frequency applications
and has a low loss factor of only 0.001 at 10 GHz compared to 0.014 for the DuPont 951.
It is important to note that these values are specific to room temperature. Knowing the
temperature-dependent behaviors of the material properties is crucial for operating the
sensor over a wide temperature range.

The values for the real part of the permittivity ε′ and the loss factor, tan δ, were
previously measured by the MCP method in [24] and are shown in Figure 5 in a temperature
range from 20 to 600 ◦C. Regarding the permittivity, the measured values for both LTCC
materials are almost independent of its temperature and vary between 3.6 and 4.0 for 9K7
and between 4.1 and 4.4 for 951. The DuPont 951 therefore has a higher dielectric constant
than the 9K7, as indicated in the data sheet. However, the measured absolute values are
significantly lower than the data sheet values. A possible reason for this discrepancy could
be dispersion effects, as the data sheet values are given for a higher frequency of 10 GHz.
While dispersion effects could also affect dielectric losses, the measured data reveal a strong
dependence on temperature, as is typical for ceramic materials. The losses of both LTCC
materials increase non-linearly with the temperature, but at different rates. Contrary to its
intended use, DuPont 9K7 exhibits higher dielectric losses than DuPont 951 at temperatures
exceeding 500 ◦C. At room temperature, the data sheet value for DuPont 951 (at a frequency
of 10 GHz) is 0.014, which is substantially above the measured value of 0.0028. For 9K7,
the data sheet value of 0.001 is close to the experimental value of 0.0007. Considering the
scope of the RF dosimeter, which is primarily intended to operate within a temperature
range of 200 to 400 ◦C (cf. Section 4.2), DuPont 9K7 is still the preferred substrate for this
application due to its lower losses in the temperature range.

To further evaluate the impact of substrate losses on stripline transmission characteris-
tics, their total losses were theoretically calculated using the equations given in [58]. The
total losses also depend, to a small extent, on the permittivity of the substrate. As the sensor
to be developed is intended to operate at frequencies close to the 10 GHz value of the data
sheet permittivity, the data sheet values were used for the theoretical calculations instead
of the measured values. Figure 6 illustrates these losses calculated for both examined
substrates, based on their loss factors, and highlights the previously measured loss values
for the substrates at 200 and 400 ◦C. However, transmission line losses originate not only
from dielectric losses within the substrate, but also from the limited conductivity of the
stripline conductor itself. These losses can also be calculated theoretically and are shown in
Figure 6.
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Figure 6. The calculated transmission losses for a stripline with a four-layer LTCC substrate in the
fired state as a function of the loss factor, tan δ, of a substrate with (a) ε′ = 7.8, which is the data sheet
value for the 951 LTCC at 10 GHz and room temperature and (b) ε′ = 7.1, which is the data sheet
value for the 9K7 LTCC at 10 GHz and room temperature. The measured loss factors for DuPont 951
and 9K7 at temperatures of 200 and 400 ◦C are also marked.

In the NOx dosimeter to be developed, the losses were calculated for the case of four
LTCC layers surrounding the stripline, which was dimensioned for a wave impedance of
50 Ω. The transmission line was assumed to be screen-printed using the recommended
gold-based conductor, DuPont LL505. The losses caused by this effect can be calculated
based on the data sheet value for its minimum conductivity of 5 Ω/□.

The resulting losses not only depend on the loss factor, tan δ, of the substrates, but also
on permittivity and geometry, which are different for both substrates due to their shrinkage
behavior and their compositions. Therefore, the calculated values for DuPont 951 and
9K7 are slightly different. However, the influence of the substrate loss factor remains the
primary influence. Moreover, the calculations reveal that conductor losses only slightly
contribute to the total losses of the transmission line in the temperature ranges in which
the sensor operates, even with the lower loss of 9K7. A comparison of the two LTCC films
shows that at a temperature of 200 ◦C, the 951 has twice the transmission losses, and at
400 ◦C, there are still losses higher than 40%. Thus, this theoretical analysis validates the
choice of 9K7 LTCC for the desired NOx gas dosimeter application.

4.2. Barium-Based Gas Dosimeter Material
4.2.1. Pure Barium Carbonate

Following the examination of the LTCC-based sensor substrates, the dielectric behavior
of the NOx-sensitive barium-based material is to be investigated. The first step is to analyze
the complex permittivity range of the storage material with and without NOx loading. For
this purpose, the dielectric properties of barium carbonate (BaCO3) and barium nitrate
(Ba(NO3)2) were measured from room temperature to 500 ◦C using the MCP method. In
addition to the dielectric losses already shown in [24], the permittivity of both materials
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is now also given. Furthermore, although the loss values in [24] were obtained using a
mixing rule with an exponential approach, the values are now calculated using the Wiener
mixing rule, as described in Section 3.3.

As can be seen in Figure 7a, the permittivity of the two materials differs slightly. Nitrate
generally exhibits higher polarization effects, although the difference is only marginal at
room temperature. However, with an increasing temperature, the difference becomes
more pronounced as the permittivity of nitrate rises from 3.6 to 4.6 until a temperature of
400 ◦C is reached, while the ε′ value of carbonate remains almost unchanged at 3.5. Only at
temperatures above 400 ◦C does the permittivity of barium carbonate also increase. Despite
the small expected change due to the incorporation of NOx, such changes in permittivity
can be easily detected with an RF-based gas dosimeter via the resonant frequency. For
example, similar large permittivity changes occur in ammonia-adsorbing zeolites [59] and
have been measured with the RF sensor used in [34]. However, this only applies if a
large fraction of the barium carbonate is converted to nitrate when the storage material is
exposed to NOx.
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Figure 7. (a) Permittivity ε′ and (b) dielectric losses ε′′ of barium-based NOx storage materials
depending on their temperature T (blue: BaCO3; red: Ba(NO3)2).

If this is not the case, the RF dosimeter can still evaluate the quality factor of its
resonance. This resonance parameter mainly depends on the dielectric losses of the sensitive
material and is therefore dependent on the present barium compound, especially at higher
temperatures. Thus, Figure 7b shows that at room temperature, both nitrate and carbonate
have almost equal losses of less than 0.01. However, the value of ε′′ of BaCO3 increases only
slightly with the temperature and remains below 0.05, while that of Ba(NO3)2 increases
strongly (almost exponentially). Therefore, at 200 ◦C, the losses of barium nitrate are
8 times higher, and at 400 ◦C, they exceed those of barium carbonate by more than 20 times.
Due to the significant difference between the two barium compounds, operating at high
temperatures could result in a larger sensor response for the RF gas dosimeter. However,
limitations such as the NOx adsorption behavior must be taken into account, especially
for dosimeter applications, as discussed in the following sections. In addition, the signal
quality may decrease with an increasing temperature due to higher losses of the LTCC
substrate, which will be the subject of further research.

As with permittivity, the changes in dielectric losses and the sensor signal strength
depend on the storage capability of the material. However, for pure barium carbonate, the
surface area is very small, as shown in Table 2. This poses a problem because nitrogen
oxides are stored near the surface of the material [45,60]. Therefore, a larger surface area
is advantageous for detecting the NOx dose present with a sufficient change in complex
permittivity.

Despite the small surface area of the barium carbonate, its storage capacity should be
analyzed as a reference value for barium-coated materials. For this purpose, the powder
was exposed to a concentration of 200 ppm NO2 at a constant sample temperature. No
investigations were carried out on the storage behavior of NO, as the catalytic component
necessary for oxidation to NO2 is not present in barium carbonate. Once the material was
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saturated, the NO2 dosing was first stopped to allow for the analysis of the desorption
of weakly bound NOx, which was adsorbed due to the absence of NO2 partial pressure.
Afterward, the remaining stored NOx (strongly bound NOx) was removed by heating the
sample to 550 ◦C.

Figure 8 displays the temporal course of the experiment conducted at 417 ◦C. The NOx
concentration downstream of the barium carbonate was measured using FTIR (cNOx,out). In
addition, the NOx concentration was measured without a material sample to consider time
delays in the concentration curve compared to the values dosed by the MFCs (cNOx,empty).
The storage utilization xBa,NOx was calculated in an integrative manner from the resulting
concentration difference related to the proportion of BaCO3 in the sample nBaCO3 according
to Equation (8).

.
VGas represents the total volume flow through the sample, and Vmol,Gas

represents the molar volume of the gas.

xBa,NOx =
∫ tend

0
(cNOx,empty(t)− cNOx,out(t))·

.
VGas(t)
Vmol,Gas

dt· 1
2·nBaCO3

(8)

The above indicates which portion of the barium carbonate molecules was converted to
nitrate due to NOx incorporation. However, due to integration errors caused by deviations
in the measured gas concentration of only a few ppm, the calculated storage utilization did
not reach zero after the thermal desorption process. To correct this issue, a constant factor
was applied to the measured NOx,out concentration throughout the measurement sequence.
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Figure 8. The storage and regeneration behavior of pure BaCO3 over time; (a) the NOx concentration
cNOx without (dashed line) and with (solid line) the storage material measured by FTIR downstream
of the MCP setup as well as the temperature T of the storage material (green line); (b) the storage
utilization xBa,NOx calculated based on an integration of the measured nitrogen oxide concentration;
(c) the permittivity ε′ and dielectric losses ε′′ of the storage material.

As expected, hardly any NOx was stored due to the small surface area. A maximum
of 0.17% of the barium carbonate was converted to nitrate. This low storage capacity is
also reflected in the dielectric properties. No change in permittivity can be associated
with NOx storage. Larger changes in the measured ε′ only occurred during temperature
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changes. However, this was most likely not due to a change in the material properties,
but rather an incorrect determination of the resonant parameter shift as a result of a non-
stationary temperature distribution within the MCP setup. The dielectric losses, on the
other hand, increased by more than a factor of 2 from 0.0032 to 0.0079 between 70 min and
250 min. However, due to the small absolute losses, this change is only slightly pronounced
compared to the signal noise. The thermal desorption of the stored NOx can also be easily
identified in the loss data. Due to the increased temperature, the dielectric losses initially
increased by a factor of two. However, due to the desorption of NOx, the losses decreased
rapidly and reached a stationary value after 30 min. When the sample temperature was
lowered back to around 400 ◦C, the losses then returned to the pre-loading values.

A more detailed analysis of the relationship between the complex permittivity and
stored NOx is provided in Figure 9. The figure includes an additional measurement at a
lower temperature of 308 ◦C, which shows a slightly higher maximum storage capacity.
However, the dielectric losses do not exceed those of the 417 ◦C measurement due to
the lower losses of the formed nitrate. At both temperatures, there was only a slight
desorption of weakly bound NOx when the NO2 dosage was switched off, which also did
not change the almost linear load-dependent behavior of the dielectric losses. Although
losses increased significantly during NOx loading, it was difficult to derive xBa,NOx due to
the low signal-to-noise ratio, as the noise amounted to around 25% of the maximum loss
change. Regarding permittivity, as already assumed from the individual measurement in
Figure 8, at 417 ◦C, no clear conclusion can be drawn about the nitrogen oxide loading.
When measuring at lower temperatures, the permittivity increased slightly over large areas
of the loading phase. However, during this measurement, shortly after the start of NOx
loading, a strong change in the measured permittivity occurred, caused by a disturbance of
the gas volume flow, resulting in an inaccuracy in the temperature measurement required
for the MCP evaluation.
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Figure 9. (a) The permittivity ε′ and (b) dielectric losses ε′′ of pure BaCO3 during the NOx storage
and the weakly bound desorption phases at different temperatures over the storage utilization
period xBa,NOx.

In general, due to the limited storage capacity of barium carbonate, it would be nearly
impossible for a sensor system to detect changes in material properties caused by nitrogen
oxide exposure. Therefore, in order to develop a sensitive NOx dosimeter, a material must
be found that exhibits a significantly larger change in complex permittivity due to an
increased storage rate.

4.2.2. Barium-Coated Alumina

We investigate whether the barium-coated material is suitable for such applications
due to its significantly higher surface area. Since platinum particles were added to this
material as oxidation catalysts, the storage material will not only be exposed to NO2 but
also to NO. The purpose of these experiments is to determine the maximum amount that
can be stored, the temperature-dependent behavior of the weakly bound NOx storage, and
whether the change in the dielectric properties is solely dependent on the amount of stored
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NOx. To analyze the latter point in more detail, the dosed nitrogen oxide concentration
gradually increased from 100 over 200 to 300 ppm during the loading phases. The thermal
desorption phase followed the same sequence as in the barium carbonate experiments.

Figure 10 exemplifies the storage behavior of the 16.9 wt.% barium carbonate-coated
material when exposed to NO2 at a temperature of 330 ◦C. In contrast to the pure barium
carbonate sample, significantly more nitrogen oxide is stored. As a result, the breakthrough
of nitrogen oxide through the powder sample bed (downstream of the powder) can be
detected only 15 min after the beginning of dosing. This is reflected in the storage capacity
determined in an integrative manner, which increases by up to 35% of the available barium,
which is more than 200 times that of pure barium carbonate. This increase in storage capac-
ity should result in a similar increase in sensitivity of the NOx dosimeter signal due to the
linear relationship with the dielectric properties. However, the slightly increased amount
of weakly bound NOx compared to pure carbonate poses a problem for the dosimeter
application because 20% of the stored NOx is released after the NO2 dosing is terminated.
Consequently, this effect implies that the dosimeter signal can only be interpreted if the
gas concentration is known, which can be determined by the temporal differentiation of
the measured material parameters [61]. The increase in the NO2 concentration also has a
small effect on the storage capacity. At the end of the 200 ppm dosage, no additional NOx
can be adsorbed. However, increasing the concentration to 300 ppm results in a further 2%
increase in the storage capacity. To show the exact influence on the operation of a dosimeter
based on this material, further investigations would have to be carried out, focusing on the
storage capacity at low NOx concentrations down to a few ppm.
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Figure 10. The storage behavior of the storage material with 16.9 wt.% barium carbonate coating
over time during exposure to NO2; (a) the NOx concentration cNOx without (dashed line) and with
(solid line) the storage material measured by FTIR downstream of the MCP setup as well as the
temperature T of the storage material (green line); (b) the calculated storage utilization xBa,NOx based
on an integration of the measured nitrogen oxide concentration; (c) the permittivity ε′ and dielectric
losses ε′′ of the storage material.

As expected from the storage behavior, the dielectric properties of the storage material
exhibit significantly larger changes than those of pure barium carbonate. However, the
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permittivity cannot be accurately determined due to a temporal drift of the underlying
resonant frequency that occurs before the start of the loading phase and continues until
after thermal desorption. After this point, a constant permittivity could be measured. This
behavior was observed in all measurements conducted. The dielectric losses, however, did
not face this problem and increased by a factor of more than 4, from 0.03 to 0.14. Although
the increase factor in ε′′ is only twice that of pure barium carbonate due to the increased
losses in the unloaded state, it is accompanied by a significantly improved signal-to-noise
ratio. Both material parameters also reflect the gradual increase in NOx storage due to the
increased NO2 dosage.

Figure 11 confirms that the material parameters depend only on the stored NOx and not
on the actual NOx concentration by showing a linear relation of ε′ and ε′′ versus the storage
utilization xBa,NOx across different temperatures (330 ◦C, 380 ◦C, and 430 ◦C). The diagram
not only includes the material properties during NO2 dosing, but also shows a comparison
with the material behavior during NO incorporation, where NO has to be oxidized with
the aid of the platinum catalyst. In general, the linear relationship between the material
properties and the amount of stored NOx (expressed by xBa,NOx) holds for all temperatures
and stored NOx species. Due to the permanent temporal drift of the resonant frequency
and, therefore, of the resulting permittivity in all measurements, no clear conclusion can be
drawn about the temperature and nitrogen oxide-dependent behavior of the permittivity.
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Figure 11. (a) The permittivity ε′ and (b) dielectric losses ε′′ of the storage material with 16.9 wt.%
barium carbonate coating during NO (pale color tone) as well as NO2 (bold color) storage at different
temperatures over the calculated storage utilization xBa,NOx.

These issues, however, did not affect the independent measurement of the quality
factor and the resulting dielectric losses. In addition to the linear increase in ε′′ , none of the
measurements showed hysteresis behavior during the desorption of the weakly bound NOx.
The sensitivity of the dielectric losses increases with the temperature from 0.31%/%Ba,NOx
at 330 ◦C to 0.73%/%Ba,NOx at 430 ◦C (calculated by linear regression based on NO2 storage).
This is consistent with the characterization of the base materials in Figure 7, where a similar
increase in the loss difference between nitrate and carbonate was measured.

The comparison of NO and NO2 storage shows no significant difference in loss sensi-
tivity, as NO is oxidized by the oxygen present in the gas stream at the catalytically active
platinum sites and stored as NO2. However, the maximum storage capacity for dosed NO
is significantly reduced, especially at low temperatures. This reduction can be explained
by the reduced catalytic activity of the platinum sites at temperatures below 350 ◦C [45].
Therefore, not all of the dosed NO can be oxidized to NO2, resulting in a reduced partial
pressure of NO2. As previously determined by the variation in the dosed nitrogen oxide
concentration, this affects the maximum storage quantity.

Since the storage capacity and, in particular, the amount of strongly and weakly
bound NOx affect the functionality of the dosimeter, they were analyzed in more detail as a
function of the material temperature. Figure 12 depicts the total storage capacity, defined
as the value of xBa,NOx at the end of the NOx storage phase, during NO2 and NO exposure
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as well as strongly and weakly bound NOx. The definitions of these terms are visually
depicted in Figure 10.
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Figure 12. The temperature-dependent NOx storage behavior of the material with 16.9 wt.% barium
carbonate coating for (a) NO2 dosing and for (b) NO dosing; besides the total storage utilization
xBa,NOx, the proportions of strongly and weakly bonded NOx are also shown.

With the NO2 dosage, the resulting total storage capacity decreases significantly with
the temperature. However, compared to pure barium carbonate, a significantly higher mass
storage capacity can be achieved even at the highest investigated temperature of 430 ◦C.
This decrease in storage capacity is solely due to a reduced ability to form strongly bound
nitrogen oxides. In contrast, the absolute amount of weakly bound NOx remains constant.
The storage behavior during NO dosage generally follows a similar pattern. However, at
the lowest investigated temperature of 330 ◦C, the amounts of both weakly and strongly
bound NOx are reduced. The limitation caused by the oxidation of NO to NO2 leads to an
almost halved total storage capacity. This also means that, in contrast to NO2 dosing, the
amount that can be stored as weakly bound NOx decreases at low temperatures, so that at
330 ◦C, over 90% of the stored NOx is strongly bound. At higher temperatures, the storage
capacities for NO and NO2 become similar. At 430 ◦C, their behavior is almost identical.

Figure 13 illustrates the temperature dependence of the binding stability of the stored
gas by showing the strongly bound NOx as a percentage of the total stored amount, which
is relevant for the dosimeter behavior of a sensor. At all investigated temperatures, the
strongly bound fraction is higher for the detection of NO than for NO2 and is always above
55%. However, the difference decreases with an increasing temperature and is almost
negligible at 430 ◦C.
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To operate a dosimeter using this material, a trade-off must therefore be made between
the signal strength associated with the change in dielectric material properties due to stored
NOx, the absolute storage capacity, and the nitrogen oxide-dependent sensor response.
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Although a significant change in dielectric properties occurs at temperatures above 400 ◦C,
and NO and NO2 exhibit similar storage behavior, operation at 350 ◦C offers the advantage
of an increased maximum storage capacity and only a small amount of weakly bound NOx,
which would interfere with the evaluation of the dosimeter signal. Sensor operation at
either temperature may be suitable depending on the intended application. If the sensor
is to be operated in an environment with NO as well as NO2 concentrations, a higher
temperature is required. On the other hand, if only the presence of NO or NO2 is expected,
a higher storage capacity at lower temperatures may allow the sensor to operate longer
without the need for regeneration.

5. Conclusions

In response to the growing demand for accurate and efficient NOx monitoring, this
study started to develop an RF-based NOx gas dosimeter by focusing on the LTCC-based
sensor substrates as well as the barium-based materials used for NOx storage. By applying
the Microwave Cavity Perturbation method, the dielectric properties of these materials
were analyzed. Knowledge about these properties is necessary to support the design
process of the dosimeter’s development regarding an improved sensor signal.

In general, the investigations showed that a NOx dosimeter must be operated at high
temperatures to allow for a kinetically unrestricted NOx uptake. Therefore, a potential
sensor substrate for such an application would be LTCC, which also offers several manu-
facturing advantages, such as the possibility of a multilayer sensor design that includes a
heating structure. DuPont GreenTape 9K7, specifically designed for RF applications with
reduced dielectric losses at room temperature, was compared to DuPont GreenTape 951 in
a temperature range of up to 600 ◦C. Both exhibited a non-linear increase in dielectric loss
with the temperature, which is the primary contributor to transmission line attenuation.
At temperatures above 500 ◦C, the dielectric losses of DuPont 9K7 were found to exceed
those of DuPont 951. However, within the main operating temperature range for NOx
incorporation between 300 and 450 ◦C, the 9K7 material is still the preferred option.

In addition, this study focused on barium-based NOx storage materials and their gas
dosimeter signal, which is derived from the change in dielectric properties as the barium
carbonate is converted to nitrate during NOx storage. The difference in dielectric properties
between pure barium carbonate and nitrate increases with temperature, resulting in a
stronger dosimeter signal at higher temperatures. However, due to its low surface area
and, therefore, limited storage capability, pure barium carbonate cannot be used as a gas
dosimeter material. This issue could be addressed by coating high surface alumina with
barium carbonate. The addition of a catalytic platinum coating not only facilitated the
storage of both NO2 and NO gases, but also revealed that dielectric properties are solely
influenced by the amount of stored NOx (and not by the applied NOx concentration). While
the storage characteristics were similar for NO2 and NO with a constant amount of weak
bonds and a decrease in strong bonds with temperature, the maximum storage capacity
differed at low temperatures due to the limited catalytic effect of platinum, resulting in a
lower uptake of NO. However, at the highest temperature studied, 430 ◦C, there was no
difference in the storage behavior between the two nitrogen oxides.

Our research successfully identified the critical parameters that influence the design
and operation strategy of RF-based NOx dosimeters by elucidating the dielectric behavior
of LTCC substrates and barium-based NOx storage materials. Based on these results, a
functioning NOx dosimeter can now be developed and analyzed in future studies.

Author Contributions: S.W., J.B., G.H., D.S.-K., J.K. and R.M. conceived the experiments. S.W. and J.B.
manufactured the storage materials. J.K. manufactured the LTCC substrates. S.W. and J.B. conducted
the dielectric property measurements. All authors analyzed the data and evaluated and discussed
the results together. S.W. wrote the manuscript. All authors have read and agreed to the published
version of the manuscript.



Sensors 2024, 24, 2951 17 of 19

Funding: This research was funded by the German Research Foundation (Deutsche Forschungsge-
meinschaft, DFG) under grant MO 1060/42-1.

Data Availability Statement: All relevant data presented in the article are stored according to
institutional requirements and, as such, are not available online. However, all data used in this paper
can be made available upon request to the authors.

Conflicts of Interest: The authors declare no conflicts of interest.

References
1. European Parliament, Council of the European Union. Directive 2008/50/EC of the European Parliament and of the Council of

21 May 2008 on ambient air quality and cleaner air for Europe. Off. J. Eur. Union 2008, 152, 1–44.
2. Umweltbundesamt. Available online: https://www.umweltbundesamt.de/daten/luft/stickstoffdioxid-belastung (accessed on 6

March 2024).
3. Umweltbundesamt. Available online: https://www.umweltbundesamt.de/themen/luftmessnetz-wo-wie-wird-gemessen

(accessed on 6 March 2024).
4. Schütze, A.; Pieper, N.; Zacheja, J. Quantitative ozone measurement using a phthalocyanine thin-film sensor and dynamic signal

evaluation. Sens. Actuators B 1995, 23, 215–217. [CrossRef]
5. Chang, I.-S.; Byun, S.-W.; Lim, T.-B.; Park, G.-M. A Study of Drift Effect in a Popular Metal Oxide Sensor and Gas Recognition

Using Public Gas Datasets. IEEE Access 2023, 11, 26383–26392. [CrossRef]
6. Dennler, N.; Rastogi, S.; Fonollosa, J.; van Schaik, A.; Schmuker, M. Drift in a popular metal oxide sensor dataset reveals

limitations for gas classification benchmarks. Sens. Actuators B 2022, 361, 131668. [CrossRef]
7. Marr, I.; Groß, A.; Moos, R. Overview on conductometric solid-state gas dosimeters. J. Sens. Sens. Syst. 2014, 3, 29–46. [CrossRef]
8. Groß, A.; Bishop, S.R.; Yang, D.J.; Tuller, H.L.; Moos, R. The electrical properties of NOx-storing carbonates during NOx exposure.

Solid State Ion. 2012, 225, 317–323. [CrossRef]
9. Alias, N.; Zaini, M.; Kamaruddin, M.J.; You, K.Y. Dielectric properties of potassium carbonate-impregnated cempedak peel for

microwave-assisted activation. Asia-Pac. J. Chem. Eng. 2017, 12, 173–181. [CrossRef]
10. Walter, S.; Ruwisch, L.; Göbel, U.; Hagen, G.; Moos, R. Radio Frequency-Based Determination of the Oxygen and the NOx Storage

Level of NOx Storage Catalysts. Top. Catal. 2019, 62, 157–163. [CrossRef]
11. Bailly, G.; Rossignol, J.; de Fonseca, B.; Pribetich, P.; Stuerga, D. Microwave Gas Sensing with Hematite: Shape Effect on Ammonia

Detection Using Pseudocubic, Rhombohedral, and Spindlelike Particles. ACS Sens. 2016, 1, 656–662. [CrossRef]
12. Bogner, A.; Steiner, C.; Walter, S.; Kita, J.; Hagen, G.; Moos, R. Planar Microstrip Ring Resonators for Microwave-Based Gas

Sensing: Design Aspects and Initial Transducers for Humidity and Ammonia Sensing. Sensors 2017, 17, 2422. [CrossRef]
13. Zarifi, M.H.; Sohrabi, A.; Shaibani, P.M.; Daneshmand, M.; Thundat, T. Detection of Volatile Organic Compounds Using

Microwave Sensors. IEEE Sens. J. 2015, 15, 248–254. [CrossRef]
14. Gugliandolo, G.; Naishadham, K.; Crupi, G.; Donato, N. Design and Characterization of a Microwave Transducer for Gas Sensing

Applications. Chemosensors 2022, 10, 127. [CrossRef]
15. Javadian-Saraf, A.; Hosseini, E.; Wiltshire, B.D.; Zarifi, M.H.; Arjmand, M. Graphene oxide/polyaniline-based microwave

split-ring resonator: A versatile platform towards ammonia sensing. J. Hazard. Mater. 2021, 418, 126283. [CrossRef] [PubMed]
16. Krudpun, W.; Chudpooti, N.; Lorwongtragool, P.; Seewattanapon, S.; Akkaraekthalin, P. PSE-Coated Interdigital Resonator for

Selective Detection of Ammonia Gas Sensor. IEEE Sens. J. 2019, 19, 11228–11235. [CrossRef]
17. Mohammadi, S.; Zarifi, M.H. Differential Microwave Resonator Sensor for Real-Time Monitoring of Volatile Organic Compounds.

IEEE Sens. J. 2021, 21, 6105–6114. [CrossRef]
18. Singh, S.K.; Tiwari, N.K.; Yadav, A.K.; Akhtar, M.J.; Kar, K.K. Design of ZnO/N-Doped Graphene Nanohybrid Incorporated RF

Complementary Split Ring Resonator Sensor for Ammonia Gas Detection. IEEE Sens. J. 2019, 19, 7968–7975. [CrossRef]
19. Wang, N.; Zhang, N.; Wang, T.; Liu, F.; Wang, X.; Yan, X.; Wang, C.; Liu, X.; Sun, P.; Lu, G. Microwave gas sensor for detection of

ammonia at room-temperature. Sens. Actuators B 2022, 350, 130854. [CrossRef]
20. Mohammed, G.N.A.; Savarimuthu, K.; Erattaiselvam, V.; Rapuru, S.; Yarasi, T.; Dommalapati, N. A compact tri-band microwave

resonator for ethanol gas detection. Int. J. RF Microw. Comput. Aided Eng. 2019, 29, e21895. [CrossRef]
21. Rossignol, J.; Barochi, G.; de Fonseca, B.; Brunet, J.; Bouvet, M.; Pauly, A.; Markey, L. Microwave-based gas sensor with

phthalocyanine film at room temperature. Sens. Actuators B 2013, 189, 213–216. [CrossRef]
22. Rydosz, A.; Maciak, E.; Wincza, K.; Gruszczynski, S. Microwave-based sensors with phthalocyanine films for acetone, ethanol

and methanol detection. Sens. Actuators B 2016, 237, 876–886. [CrossRef]
23. Sorocki, J.; Rydosz, A.; Staszek, K. Wideband microwave multiport-based system for low gas concentration sensing and its

application for acetone detection. Sens. Actuators B 2020, 323, 128710. [CrossRef]
24. Walter, S.; Kita, J.; Schönauer-Kamin, D.; Hagen, G.; Moos, R. Dielectric Properties of Materials used for a Radio-Frequency based

NOx Dosimeter. In Proceedings of the SMSI 2023, Nuremberg, Germany, 8–11 May 2023; pp. 114–115. [CrossRef]
25. Wagner, R.; Schönauer-Kamin, D.; Moos, R. Influence of Humidity and Different Gases on a Resistive Room Temperature NO2

Gas Dosimeter Based on Al-Doped ZnO for ppb-Concentration Detection. J. Electrochem. Soc. 2020, 167, 167516. [CrossRef]

https://www.umweltbundesamt.de/daten/luft/stickstoffdioxid-belastung
https://www.umweltbundesamt.de/themen/luftmessnetz-wo-wie-wird-gemessen
https://doi.org/10.1016/0925-4005(94)01281-L
https://doi.org/10.1109/ACCESS.2023.3257414
https://doi.org/10.1016/j.snb.2022.131668
https://doi.org/10.5194/jsss-3-29-2014
https://doi.org/10.1016/j.ssi.2012.05.009
https://doi.org/10.1002/apj.2062
https://doi.org/10.1007/s11244-018-1079-y
https://doi.org/10.1021/acssensors.6b00297
https://doi.org/10.3390/s17102422
https://doi.org/10.1109/JSEN.2014.2345477
https://doi.org/10.3390/chemosensors10040127
https://doi.org/10.1016/j.jhazmat.2021.126283
https://www.ncbi.nlm.nih.gov/pubmed/34116273
https://doi.org/10.1109/JSEN.2019.2936102
https://doi.org/10.1109/JSEN.2020.3041810
https://doi.org/10.1109/JSEN.2019.2918304
https://doi.org/10.1016/j.snb.2021.130854
https://doi.org/10.1002/mmce.21895
https://doi.org/10.1016/j.snb.2013.03.092
https://doi.org/10.1016/j.snb.2016.06.168
https://doi.org/10.1016/j.snb.2020.128710
https://doi.org/10.5162/SMSI2023/B4.4
https://doi.org/10.1149/1945-7111/abcb65


Sensors 2024, 24, 2951 18 of 19

26. Seitz, C.; Beck, G.; Hennemann, J.; Kandzia, C.; Hering, K.P.; Polity, A.; Klar, P.J.; Paul, A.; Wagner, T.; Russ, S.; et al. H2S dosimeter
with controllable percolation threshold based on semi-conducting copper oxide thin films. J. Sens. Sens. Syst. 2017, 6, 163–170.
[CrossRef]

27. Rodríguez-González, L.; Rodríguez-Castellón, E.; Jiménez-López, A.; Simon, U. Correlation of TPD and impedance measurements
on the desorption of NH3 from zeolite H-ZSM-5. Solid State Ion. 2008, 179, 1968–1973. [CrossRef]

28. Ji, Y.; Toops, T.J.; Crocker, M. Effect of Ceria on the Storage and Regeneration Behavior of a Model Lean NOx Trap Catalyst. Catal.
Lett. 2007, 119, 257–264. [CrossRef]

29. Chang, K.; Hsieh, L.-H. Microwave Ring Circuits and Related Structures, 2nd ed.; Wiley-Interscience: Hoboken, NJ, USA, 2004; ISBN
978-0-471-44474-9.

30. Pozar, D.M. Microwave Engineering, 4th ed.; Wiley: Hoboken, NJ, USA, 2012; ISBN 978-0-470-63155-3.
31. Svacina, J. Analysis of multilayer microstrip lines by a conformal mapping method. IEEE Trans. Microw. Theory Techn. 1992, 40,

769–772. [CrossRef]
32. Cohn, S.B. Characteristic Impedance of the Shielded-Strip Transmission Line. IEEE Trans. Microw. Theory Techn. 1954, 2, 52–57.

[CrossRef]
33. Reinecke, T.; Walter, J.-G.; Kobelt, T.; Ahrens, A.; Scheper, T.; Zimmermann, S. Design and evaluation of split-ring resonators for

aptamer-based biosensors. J. Sens. Sens. Syst. 2018, 7, 101–111. [CrossRef]
34. Walter, S.; Bogner, A.; Hagen, G.; Moos, R. Novel radio-frequency-based gas sensor with integrated heater. J. Sens. Sens. Syst.

2019, 8, 49–56. [CrossRef]
35. DuPont. DuPont GreenTape 951. Datasheet. Available online: https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-

offerts/Dupont_951.pdf (accessed on 21 February 2024).
36. DuPont. DuPont GreenTape 9K7. Datasheet. Available online: https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-

offerts/Dupont_9K7.pdf (accessed on 21 February 2024).
37. Crolla, D.; Foster, D.E.; Kobayashi, T.; Vaughan, N. (Eds.) Encyclopedia of Automotive Engineering; John Wiley & Sons, Ltd.:

Chichester, UK, 2014; ISBN 9781118354179.
38. Fridell, E.; Skoglundh, M.; Westerberg, B.; Johansson, S.; Smedler, G. NOx Storage in Barium-Containing Catalysts. J. Catal. 1999,

183, 196–209. [CrossRef]
39. Theis, J.R.; Lambert, C.K. An assessment of low temperature NOx adsorbers for cold-start NOx control on diesel engines. Catal.

Today 2015, 258, 367–377. [CrossRef]
40. Maizak, D.; Wilberforce, T.; Olabi, A.G. DeNOx removal techniques for automotive applications—A review. Environ. Adv. 2020, 2,

100021. [CrossRef]
41. Epling, W.S.; Campbell, L.E.; Yezerets, A.; Currier, N.W.; Parks, J.E. Overview of the Fundamental Reactions and Degradation

Mechanisms of NOx Storage/Reduction Catalysts. Catal. Rev. 2004, 46, 163–245. [CrossRef]
42. Roy, S.; Baiker, A. NOx storage-reduction catalysis: From mechanism and materials properties to storage-reduction performance.

Chem. Rev. 2009, 109, 4054–4091. [CrossRef] [PubMed]
43. AL-Harbi, M.; Epling, W.S. Investigating the Effect of NO Versus NO2 on the Performance of a Model NOx Storage/Reduction

Catalyst. Catal. Lett. 2009, 130, 121–129. [CrossRef]
44. Harold, M.P. NOx storage and reduction in lean burn vehicle emission control: A catalytic engineer’s playground. Curr. Opin.

Chem. Eng. 2012, 1, 303–311. [CrossRef]
45. Muncrief, R.L.; Khanna, P.; Kabin, K.S.; Harold, M.P. Mechanistic and kinetic studies of NOx storage and reduction on

Pt/BaO/Al2O3. Catal. Today 2004, 98, 393–402. [CrossRef]
46. Lietti, L.; Forzatti, P.; Nova, I.; Tronconi, E. NOx Storage Reduction over Pt-Ba/γ-Al2O3 Catalyst. J. Catal. 2001, 204, 175–191.

[CrossRef]
47. Watling, T.C.; Bolton, P.D.; Swallow, D. Comparison of different kinetic models for NOx storage on a lean NOx trap. Can. J. Chem.

Eng. 2014, 92, 1506–1516. [CrossRef]
48. Lietti, L.; Nova, I.; Forzatti, P. Role of ammonia in the reduction by hydrogen of NOx stored over Pt–Ba/Al2O3 lean NOx trap

catalysts. J. Catal. 2008, 257, 270–282. [CrossRef]
49. Dietrich, M.; Rauch, D.; Porch, A.; Moos, R. A Laboratory Test Setup for in Situ Measurements of the Dielectric Properties of

Catalyst Powder Samples under Reaction Conditions by Microwave Cavity Perturbation: Set up and Initial Tests. Sensors 2014,
14, 16856–16868. [CrossRef] [PubMed]

50. Steiner, C.; Walter, S.; Malashchuk, V.; Hagen, G.; Kogut, I.; Fritze, H.; Moos, R. Determination of the Dielectric Properties of
Storage Materials for Exhaust Gas Aftertreatment Using the Microwave Cavity Perturbation Method. Sensors 2020, 20, 6024.
[CrossRef] [PubMed]

51. Steiner, C.; Hagen, G.; Kogut, I.; Fritze, H.; Moos, R. Analysis of defect chemistry and microstructural effects of non-stoichiometric
ceria by the high-temperature microwave cavity perturbation method. J. Eur. Ceram. Soc. 2022, 42, 499–511. [CrossRef]

52. Walter, S.; Schwanzer, P.; Steiner, C.; Hagen, G.; Rabl, H.-P.; Dietrich, M.; Moos, R. Mixing Rules for an Exact Determination of the
Dielectric Properties of Engine Soot Using the Microwave Cavity Perturbation Method and Its Application in Gasoline Particulate
Filters. Sensors 2022, 22, 3311. [CrossRef] [PubMed]

53. Sihvola, A. Mixing Rules with Complex Dielectric Coefficients. Subsurf. Sens. Technol. Appl. 2000, 1, 393–415. [CrossRef]
54. Wiener, O. Zur Theorie der Refraktionskonstanten. Math.-Phys. Kl. 1910, 62, 256–277.

https://doi.org/10.5194/jsss-6-163-2017
https://doi.org/10.1016/j.ssi.2008.06.007
https://doi.org/10.1007/s10562-007-9226-2
https://doi.org/10.1109/22.127530
https://doi.org/10.1109/TMTT.1954.1124875
https://doi.org/10.5194/jsss-7-101-2018
https://doi.org/10.5194/jsss-8-49-2019
https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-offerts/Dupont_951.pdf
https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-offerts/Dupont_951.pdf
https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-offerts/Dupont_9K7.pdf
https://www.etsmtl.ca/Unites-de-recherche/LTCC/Services-offerts/Dupont_9K7.pdf
https://doi.org/10.1006/jcat.1999.2415
https://doi.org/10.1016/j.cattod.2015.01.031
https://doi.org/10.1016/j.envadv.2020.100021
https://doi.org/10.1081/CR-200031932
https://doi.org/10.1021/cr800496f
https://www.ncbi.nlm.nih.gov/pubmed/19456148
https://doi.org/10.1007/s10562-009-9912-3
https://doi.org/10.1016/j.coche.2012.02.002
https://doi.org/10.1016/j.cattod.2004.08.004
https://doi.org/10.1006/jcat.2001.3370
https://doi.org/10.1002/cjce.22015
https://doi.org/10.1016/j.jcat.2008.05.005
https://doi.org/10.3390/s140916856
https://www.ncbi.nlm.nih.gov/pubmed/25211199
https://doi.org/10.3390/s20216024
https://www.ncbi.nlm.nih.gov/pubmed/33114027
https://doi.org/10.1016/j.jeurceramsoc.2021.08.053
https://doi.org/10.3390/s22093311
https://www.ncbi.nlm.nih.gov/pubmed/35591000
https://doi.org/10.1023/A:1026511515005


Sensors 2024, 24, 2951 19 of 19

55. Leong, K.; Mazierska, J.; Krupka, J. Measurements of unloaded Q-factor of transmission mode dielectric resonators. In Proceedings
of the 1997 IEEE MTT-S International Microwave Symposium Digest, Denver, CO, USA, 8–13 June 1997; pp. 1639–1642. [CrossRef]

56. Inoue, R.; Miwa, K.; Kitano, H.; Maeda, A.; Odate, Y.; Tanabe, E. Highly Accurate and Real-Time Determination of Resonant
Characteristics: Complex Linear Regression of the Transmission Coefficient. IEEE Trans. Microw. Theory Techn. 2004, 52, 2163–2168.
[CrossRef]

57. Niedermayer, A.O.; Voglhuber-Brunnmaier, T.; Sell, J.; Jakoby, B. Methods for the robust measurement of the resonant frequency
and quality factor of significantly damped resonating devices. Meas. Sci. Technol. 2012, 23, 85107. [CrossRef]

58. Cohn, S.B. Problems in Strip Transmission Lines. IEEE Trans. Microw. Theory Techn. 1955, 3, 119–126. [CrossRef]
59. Rauch, D.; Dietrich, M.; Simons, T.; Simon, U.; Porch, A.; Moos, R. Microwave Cavity Perturbation Studies on H-form and Cu

Ion-Exchanged SCR Catalyst Materials: Correlation of Ammonia Storage and Dielectric Properties. Top. Catal. 2017, 60, 243–249.
[CrossRef]

60. Castoldi, L.; Lietti, L.; Forzatti, P.; Morandi, S.; Ghiotti, G.; Vindigni, F. The NOx storage-reduction on PtK/Al2O3 Lean NOx Trap
catalyst. J. Catal. 2010, 276, 335–350. [CrossRef]

61. Wagner, R.; Schönauer-Kamin, D.; Moos, R. Novel Operation Strategy to Obtain a Fast Gas Sensor for Continuous ppb-Level
NO2 Detection at Room Temperature Using ZnO-A Concept Study with Experimental Proof. Sensors 2019, 19, 4104. [CrossRef]
[PubMed]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1109/mwsym.1997.596696
https://doi.org/10.1109/TMTT.2004.834183
https://doi.org/10.1088/0957-0233/23/8/085107
https://doi.org/10.1109/TMTT.1955.1124922
https://doi.org/10.1007/s11244-016-0605-z
https://doi.org/10.1016/j.jcat.2010.09.026
https://doi.org/10.3390/s19194104
https://www.ncbi.nlm.nih.gov/pubmed/31547526

	Introduction 
	The Working Principle of the RF-Based NOx Gas Dosimeter 
	Development of Sensor Materials 
	Sensor Substrate 
	NOx Storage Materials 
	The Determination of Dielectric Properties Using the MCP Method 

	Dielectric Properties of Sensor Materials 
	LTCC Substrate 
	Barium-Based Gas Dosimeter Material 
	Pure Barium Carbonate 
	Barium-Coated Alumina 


	Conclusions 
	References

